
Europaisches Patentamt 
European Patent Office 
Office europeen des brevets 



(u) Publication number: 0 526 019 A2 


EUROPEAN PATENT APPLICATION 


@ Application number : 92306263.2 
(g) Date of filing : 08.07.92 


@> Int. ci.^ B44F 1/14, B32B 33/00. 

B41M5/28, A63H3/02 


@) Priority : 09.07.91 JP 61723/91 
22.11.91 JP 104115/91 

@ Date of publication of application : 
03.02.93 Bulletin 93/05 

@) Designated Contracting States : 
DE FR GB IT 

@ Applicant ; THE PILOT INK CO., LTD. 
3-17, Midorimachi Showa-ku 
Nagoya-shI, Aichl-ken (JP) 


72) Inventor : Matsunaml, Nobuaki 
1096 Maedo-nishi-machi 
Kakamigahara-shl, Glfu-ken (JP) 
Inventor: Inagaki, Hiroshi 
6-27, Kitayamadal 4-chome, Togo-cho 
Aichi-gun, Aichl-ken (JP) 

ji) Representative : Burke, Steven David et al 
R.G.C. Jenkins & Co. 26 Caxton Street 
London SW1H ORJ (GB) 


(g) Thennochromic laminate member and toy utilizing the same. 

(57) A thermochromic laminate member comprises a thin transparent iridescent film laminated on a 
thenmochromic layer 2. and exhibites rainbow-color pattem. The thermochromic layer shows reversible 
change between a first colored state and a second colored state by a temperature change. 
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BACKGROUND OF THE INVENTION 
Field of the Invention 


5 


The present invention relates to a thermochromic lan^nate meml«r showing iridescent pattern and a toy 
Utilizing tlie same. 

Related Background Art 

Thermochromic materials showing color changes between a colored ^^ate and a ^orless^^^^^^^ 
colored state and a second colored state by a temperature ^j'-"^;- ^^/^'^^^ 

roreS:ar:^r-d^r^^^^^^^ 

vantage or unexpectedness of color change, and teaching aids. 
SUMMARY OF THE INVENTION 

The object of the present inventton is to provide a thermochromic material which f P~^«f ^ 

fam-and that-the thermochiomic,layer_2 te.t)yJrnpxe9nation in said cloth. . 

The oresent invention also provides a toy utilizing said thermochromic laminate member 1. 
[ntheSo2"gembodimenLfthepresentinvent^ 

'"^^Basic embodiments of the present invention include a configuration shown in Fig. 1 
tf>o«e the hisher coloc-oHanglng Bmpoiatim can t» m«xmi .nd fMbiwI in a normal »mp«aaii« mnj 
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contained in microcapsules, which are dispersed in a medium containing binder and used in the form of ink or 
paint for forming a thermochromic layer on a sut>strate surface. 

Said microcapsules may also be dispersed in thermoplastic or thermosetting resin. 

Said thin transparent iridescent layer 3 can be composed of a known structure. More specifically it can be 

5 composed of a thin transparent film and a thin transparent film with surface irregularities. In which said thin 
transparent film can be composed of a thin metal compound film such as of titanium oxide, silicon oxide, zinc 
oxide, antimony oxide, zinc sulfide, magnesium fluoride or calcium fluoride; a thin film containing fine bubbles 
of gas generated by optical or thermal decomposition in thermoplastic resin composed for example of a copo- 
lymer of vinylidene chloride and vinyl chloride, vinyl acetate or vinyl alcohol or a copolymer of polyvinyl chloride, 

10 poly-vinylidene chloride or polystyrene and vinyl chloride or styrene; a thin film composed of a composition con- 
sisting of vinylic copolymer, cellulose copolymer or urethane copolymer and a hardening agent or a hardening 
functional radical therefor, and an organo-substituted silicon compound; or a thin film composed of one of the 
above-mentioned organic materials and fine Inorganic particles such as of titanium oxide, aluminum oxide or 
zirconium oxide. Also said surfacially irregular thin film has a difference in refractive index of at least 0.05 from 

15 that of the above-mentioned thin film and is colored or uncolored with a visible light transmittance of about 10 
%, or causes light scattering in or on the surface of the film, with a visible light transmittance of about 50 %, 
as disclosed in the Japanese Patent Laid-open Application No. 61-227098. Said thin transparent iridescent film 
may be composed of a film showing optical Interference pattern, provided on one or both ^ces thereof with 
an evaporated film of an oxide, a sulfide and/or a fluoride, as disclosed in the Japaense Patent Laid-open Ap- 

20 plication No. 60-32645, or a transparent multi-layered film showing optical interference and including 100 or 
more intermediate layers of two or more polymers of mutually different refractive indexes, as disclosed in the 
U.S. Patent Re. 31,780 and exemplified by Mearl Iridescent Film (trade name) supplied by The Meari Corpor- 
ation, U.S.A. 

On the rear face of said thin transparent iridescent layer 3 there may be directiy provided the thermochromic 
25 layer 2, but practically the substrate 4 provided with the thermochromic layer 2 is adhered thereon. 

Also onto the substrate 4, the thin transparent Iridescent film 3 can be transferred and adhered by an iri- 
descent transfer foil , consisting of a protective resin layer and a thin Iridescent layer formed on a substrate sheet 
either directly or across a releasing layer, as disclosed In the Japanese Patent Laid-open Applrcatton No. 61- 
69499. 

30 The substrate 4 can be composed of any material . for example a fibrous material such as doth or nonwoven 

doth, a porous material such as paper or porous plastics, molded plastics, glass, ceramics or wood. 

The configuration utilizing the combination of the thin iridescent layer 3 and the thermochromic layer 2 is 
not limited to those shown in Figs. 1 to 3, but also includes, for example, a wavelike configuration shown in 
Fig. 4, a surfacially recessed configuration shown in Fig. 5, a configuration with locally positioned layer 3 as 

35 shown In Fig. 6, a configuration with suitably spaced plural thermochromic layers 2 and a back-coat layer 5 
provided to cover the rear faces theraof and the spaces therebetween as shown in Fig. 7, a configuration In 
which the thermochromic layer 2 is formed in the impregnated state In the porous substrate 4 as shown in Fig. 
8, and a configuration in which the thermochromic layer 2 is formed with suitable spaces In the impregnated 
state in the porous substrate 4 and the back-coat layer 5 Is formed in the impregnated state in said porous 

40 substrate 4 and is further laminated at the back of said thermochromic layer 2, as shown in Fig. 9. 

The coloring effect by the thin transparent Iridescent layer 3 and the color change by temperature change 
In the thermochromic layer 2 are combined to demonstrate various rainbow-like color changes. 

The perceived aspect changes In various manners depending on the background color (either the color of 
the thermochromic layer 2 or the color of the non-thermochromic layer observed in the color extinguished state 

45 of the ttiermochnDmic layer 2) underlying the thin transparent iridescent layer 3. If the background is black, the 
transmitted light is absorbed to emphasize the interference light, whereby the luster is intensified. On the other 
hand, if the background is white, the interference light vanishes by the light reflected from said white back- 
ground. If the background is colored, hte interference light and the light of the color of the background affect 
mutually, whereby the cdor is exhibited more vividly and various depending on the viewing angle. 

so The above-mentioned characteristics mutually affect with the color changes In the thermochromic layer 2, 

thus exhibiting various aspects. 

Also In case the thermochromic layer 2 effects a change between a first colored state and a second colored 
state, there may be provided, under said thermochromic layer 2, a back-coat layer 5 of a color same as the 
color of said first or second colored state, thereby enabling to perceive an Image In one of said colored states 

55 and forbidding the perception of said image In the other colored state. 
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BRIEF DESCRIPTION OF THE DRAWINGS 

Figs. 1 to 9 are magnified schematic cross-sectional views showing embodiments of the thermochromic 
laminate member of the present invention; and 

Fig. 10 is an external view of a doll utilizing the thermochromic laminate member of the present invention. 

DESCRIPTION OF THE PREFERRED EMBODIMENTS 


Example 1 

10 

A thermochromic cotton cloth (showing color change from black to white at 30^C) was prepared by screen 
printing, on cotton cloth, of a dispersion of 30 parts of a thermochromic pigment, showing color change from 
black to colorless at SOX, in 70 parts of acrylic emulsion. Then a Mearl iridescent film (trade name IF-8101), 
having iridescent character by optical interference, was coated with acrylic resin emulsion and adhered to said 
15 thermochromic cotton cloth to obtain the thermochromic laminate member. 

Said thermochromic laminate member showed opal luster, and was white or black respectively above and 
below 3QX. The parts in this and ensuing examples are represented by parts by weight. 


Example 2 

A polyester knit cloth was adhered, with a polyurethan adhesive, to a film same as In the example 1, and 
thermochromic ink similar to that in the example 1 was applied from the knit cloth skje to obtain a knit cloth 
with opal luster, showing white or black color respectively above or below 30**C. 


25 Example 3 


30 


On a nylon knit doth adhered to a film in a similar manner as In the example 2. the thermochromic ink same 
as in the example 1 was screen printed in a pattern, from the side of said cloth. JThen back-coating ink of the 


following composition was applied, by doctor coating, from the doth side with a coating weight of 80 g/m 
Composition of back-coating ink 


3 parts titanium oxide powder dtepersion solid content 60 * 

3 parts calcium carbonate powder 

35 25 parts acrylic resin emulsion (solid content 50 %) 

69 parts dterpene emulsion (terpene content 67 %) 

100 parts total 


Example 4 

40 

15 parts of a thermochromic pigment, showing color change from blue to colorless at 15*>C and 0.7 parts 
of a fluorescent pink pigment were dispersed in 50 parts of epoxy resin to obtain epoxy ink showing pink cdor 
and purple color respectively above and below 15X. 50 parts of said epoxy ink was mixed with 20 parts of an 
amine hardening agent, and the mixture was screen printed on urethane leather. Before hardening, an irides- 
45 cent transfer film RB-6001 (trade name) supplied by togo Metallizing Co. was adhered, and the substrate film 
was peeled off after hardening to obtain synthetic urethane leather with Japanese lacquer luster, showing pink 
color or purple color respectively above or below IS^'C. 


Example 5 

The synthetic urethane leather obtained in the example 4 was surfadally embossed to further enhance 
the luster. 


Example 6 

10 parts of a thermochronnic color-memorizing pigment (red color developed at 15*»C and extinguished at 
30^C). 45 parts of 50 % xylene solution of acrylic resin, 20 parts of xylene and 20 parts of methyiisobutylketone 
were mixed under agitation and spray coated, with a spray gun, on a white polyvinyl chloride sheet to form a 
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thermochromic layer 2 of a thickness of about 40 ^m. Then the above-mentioned Mearl iridescent film, coated 
with acrylic resin emulsion, was adhered to obtain a thermochromic sheet. 

Said thermochromic sheet showed red color at 1 5°C or lower, and retained the red colored state in a tem- 
perature range below 30''C. At 30^*0 or higher, the red color vanished and the white color of the background 
5 was exhibited, and retained in a temperature range of IS^'C - 30<'C. 

The color change of the thermochromic layer 2 and the iridescent pattern were visually combined to realize 
various color changes. 

In the following there will be explained examples of application of the thermochromic laminate member of 
the present invention to a toy doll. 

10 

Application example 1 

Preparation of a doll dress 

20 parts of a thermochromic pigment, showing color change from blue to colorless at 30°C, and 2 parts 
15 of a fluorescent pink pigment were dispersed in 65 parts of acrylic resin emulsion, containing 3 parts of an 
epoxy crosslinking agent, to obtain thermochromic aqueous ink, showing color change from purple to pink at 

30*^0. 

Then, on a nylon tricot cloth adhered to the Mearl iridescent film IF-8101 (trade name) having iridescent 
character by optical interference, said ink was applied by doctor coating from the doth side, thereby obtaining 
20 a thermochromic fabric. 

Said thermochromic fabric was employed for preparing a doll dress, which had iridescent pattern and 
showed color change from opal luster purple to pink by the body temperature. Thus there could be obtained a 
doll of special character. The parts in this example and ensuing examples are represented by parts by weight. 

25 Application example 2 

Preparation of a doll dress 

Dot patterns were printed on polyester lace cloth with the thermochromk: ink of the example 1. 

Then powder, obtained by cutting Mearl Iridescent Film IF-5121 (trade name) into the size of about 0.1 - 
30 0.3 mm, was scattered on the printed surface and hardened, and the excessive powder was shaken off whereby 
a thermochromic fabric was obtained. A doll dress as in the appllcatbn example 1 was prepared with said ther- 
mochromic fabric, and there could be obtained a doll with luster different from that of the application example 
1. 

35 Application Example 3 

Preparation of a doll swimming suit 

On a nylon cloth, dued wave patterns were concealed by printing with thermochromic ink, which showed 
color change from black to colorless at 20*'C, thereby obtaining a thermochromic nylon fabric. 
40 The Rainbow Film RB-6001 , a transfer film supplied by togo Metallizing Co., was adhered to said thermo- 

chromic nylon fabric with urethane emulsion, and, after hardening, the substrate film was peeled off to obtain 
a thermochromic nylon fabric which showed wave patterns above 1 5**C and Japanese lacquer-like luster below 
1 S^'C. A swimming suit for a doll was prepared with this fabric and put on the doll. The swimming suit normally 
showed wave patterns, but, when put in water (below IS^'C), changed to Japanese lacquer-like luster color. 

45 

Application Example 4 

A doll dress was prepared as in the application example 1 except that the thermochromic pigment therein 
was replaced by 30 parts of a thermochromic color-memorizing pigment (red color developed at 15^0 and ex- 
50 tinguished at 30**C). 

Said dress exhibited purple color at 1 5°C or lower, and retained this color below 30''C. It showed pink color 
at 30^ or higher, and maintained this state in a temperature range of 1 S^'C - 30^*0. There were exhibited special 
color changes by the combination of color change of said thermochromic layer 2 and iridescent pattern. 

55 Application Example 5 

Preparation of a stuffed doll 

5 parts of each of thermochromic pigments were dispersed in 95 parts of polyvinyl chloride sol (consisting 

5 


BNSDOCID: <EP_0526019A2J_> 


20 


35 



EP 0 526 019 A2 


Of 50 parts of vinyl chloride resin, 45 parts of a plasticizer and 5 parts of a stabfllzer) to obtain thermochromic 
polyvinyl chloride sol. The employed thermochromic pigments showed color changes of green-colorless, 
brown-colorless, and red-colorless at 30''C. 

The above-mentioned thermochromic polyvinyl chloride sols were printed in succession in scale patterns 
5 on a knitted cloth, and heat treated for 1 minute at 1 50»C. Then said cloth was adhered to the Mearl Indescent 
Film IF-5121 (trade name) and pressed with rollers of ISCC to obtain a thermochromic synthetic leather. 

Said synthetic leather was employed in the preparation of stuffed toys (alligator, fish etc.) which showed 
rainbow-colored luster and exhibited color changes by the body temperature. 

10 Application Example 6 

The thermochromic synthetic leather of the application example 5 was further embossed to form surface 
irregularities, whereby the luster was further enhanced. This synthetic leather was likewise utilized in the prep- 
aration of stuffed toys. J ^ w 
IS As explained in the foregoing, the laminate member of the present invention, based on the combination of 
a thermochromic material and a thin iridescent layer showing rainbow-cotored patterns, is a novel and decor- 
ative thermochromic material which can fully exploit the characteristics of both nraterials and exhibit vaned color 
changes resulting from the combination of both materials. It can therefore be applied to various fields such as 
toys, decorations, clothes and fiber materials. 


Claims 


1. A thermochromic laminate member comprising a thermochromic layer and a thin transparent iridescent 
25 layer laminated thereon. 

2 A thermochromic laminate member accoiding to claim 1 , wherein said thermochromic layer is capable of 

reversible color change bet ween a first colore d s tate and a second colored state, and furth er comprising. 

under said thermochromic layer, a back-coat layer of a color which is the same as the color of said first 
30 or second colored state. 

3. A thermochromic laminate member according to daim 1 . wherein said thin transparent iridescent layer is 
formed in a plastic film, on the rear face of which is adhered a ctoth. 

I. A thermochromic laminate member according to claim 3. wherein said thermochromte layer Is formed by 
impregnation in said doth. 

J. Athermochromic laminate member according to any preceding daim. wherein there is a plurality of spaced 
thermochromic layers laminated to the iridescent layer. 


40 
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FIG. 4 
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FIG. 10 
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(g) Therniochromic laminate member and toy utilizing the same. 


@ A thermochromic laminate member (1) com- 
prises a thin transparent iridescent film (3) lami- 
nated on a thermochromic layer (2), and 
exhibites rainbow-color pattern. The thermoc- 
hromic layer shows reversible change between 
a first colored state and a second colored state 
by a temperature change. The laminate member 
is suitable for use in toys such as stuffed dolls. 
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